Investigating vibrational anharmonic couplings in cyanide-bridged transition metal mixed valence complexes using two-dimensional infrared spectroscopy J. Chem. Phys. 140, 084505 (2014) Two-dimensional Raman and infrared vibrational spectroscopy for a harmonic oscillator system nonlinearly coupled with a colored noise bath
− 3 in H 2 O instead of D 2 O) by two-color 2D IR spectroscopy before us.
2 A cross peak is also observed, which less likely is due to population transfer because of the even larger energy gap from the N − 3 asymmetric stretch vibration to the H 2 O band. We had based our conclusion, that population transfer is the dominant coupling mechanism, mostly on the large frequency separation of the 0-1 and the 1-2 transition in the 2D IR spectra, which reflects the large anharmonicity of the OD vibrator itself.
1 The 1-2 transition is not shown in Ref.
2, so we cannot decide whether an alternative coupling mechanism might be responsible for the cross-peak between N 
